ESI-3

Synthesis
The synthesis of compound 1 was achieved following the methodology described in ref. S1 .
Compound 4 was obtained following the procedure described in ref. S2. Synthesis of compound 2 Scheme S1. Synthesis of derivative 2. (a) tBuOK, THF, 25 ºC, 12 h, 44%; (b) i) H 2 /Ni Raney (T4), EtOH, 25 ºC, 4 h. ii) Ac 2 O/Py (1:2), 25 ºC, 3 h, 38% overall yield; (c) column chromatography, 71%; (d) H 2 /Pd-C, MeOH/ethyl acetate (4:1), 25 ºC, 12 h, 90%.
Synthesis of compounds 5α/5β. 3,4,6-Tri-O-benzyl-2-nitrogalactal (905 mg, 1.96 mmol) and compound 4 [S2] (410 mg, 2.35mmol) were dissolved in THF (30 mL) under an argon atmosphere in presence of molecular sieves. The reaction mixture was stirred at 25 ºC for 30 min and a 1M potassium tert-butoxide solution in THF (0.3 mL, 0.3 mmol) was then added. After the reaction was stirred for an additional 12 h, the molecular sieves were filtered off and all solvents were removed by evaporation. The residue was purified by a silica gel column chromatography (hexane/ethyl acetate, 4:1) to give a mixture 4:1 of 5α/5β (553 mg, 44%) as a colorless oil. Elemental analysis:
calcd (%) for C 34 H 41 N 3 O 9 : C, 64.24; H, 6.50; N, 6.61; found: C, 64.20; H, 6.55; N, 6.71 .
Synthesis of compound 6. Platinized Raney-nickel (T4) catalyst was freshly prepared as described in the literature. [S3] The catalyst obtained by using 2.0 g of Raney nickel/aluminum alloy was suspended in ethanol (20 mL) and pre-hydrogenated for 10 min before the addition of the mixture of 5α/5β (225 mg, 0.35mmol) in ethanol/ethyl acetate (4:1, 5 mL). The reaction mixture was shaken Figure S1 . Distance time series between the geometrical center of the phenyl ring of Phe131 and the sixmembered ring of GalNAc for derivative 2 bound to EcorL. The average distance (<d>) over the trajectory is also shown. was purchased from SCNK Life Science Inc. The microtiter plate provided in this kit has been precoated with a monoclonal antibody specific to MUC1. The standard protocol provide by SCNK Life Science Inc. was used in all the experiments. Thus, standards or samples were then added to the appropriate microtiter plate wells with a biotin-conjugated polyclonal antibody preparation specific for MUC1 and derivatives. Next, Avidin conjugated to Horseradish Peroxidase (HRP) was added to each microplate well and incubated. A TMB substrate solution was then added to each well. The enzyme-substrate reaction was terminated by the addition of a sulphuric acid solution and the color change is measured spectrophotometrically at a wavelength of 450nm.
Different concentrations of the glycopeptides 1 and 2 in water were used, varying from 0.85 to 22 mM (serial two-fold dilutions). The microtiter plate was coated with 100 μL/well. In general, negative results were observed for both derivatives, however a slight optical density (0.03) was observed only at high concentration (22 mM) of the glycopeptide.
